INTRODUCTION
type proanthocyanidins (Scheme 1 for carbon numbering). 1, 2 Additional linkages resulting 23 from oxidation processes can lead to A-type proanthocyanidins, or biaryl and biaryl ether 24 linked compounds. 2 Condensed tannins, along with hydrolyzable tannins and phlorotannins, 25 constitute the polyphenolic secondary metabolite class of tannins. 3 These plant polyphenols 26 represent the fourth most abundant organic polymer in the terrestrial biomass and the second 27 one, after lignin, when considering only aromatic polymers. 4, 5 
28
The need to characterize and quantify the condensed tannin fraction from plant or food 29 samples generally meets three objectives. First, characterization of condensed tannins can be 30 used in taxonomy or structure-function relationship studies, 6 including response to 31 environmental stresses. 7, 8 The second objective is to qualify plant extracts or tannin-rich 32 formulations eventually intended for commercial products, such as cosmetics and dietary 33 supplements, in relation to health benefits including antioxidant activities. [9] [10] [11] The third 34 motivation is to develop specialty chemicals or polymer materials from renewable phenolics 35 accordingly to the properties and specificities of the different types of tannins. 12-14 36 Non-degradative and degradative methods have been developed to characterize the 37 condensed tannin fraction of plant materials. Among the former, colorimetric assays based on 38 redox reactions are not specific to polyphenols and tannins and should be interpreted with 39 caution. 15 Methods based on 1 H NMR 16 and 13 C NMR, 17 2D 1 H− 13 C HSQC NMR 18 spectroscopy, 40 as well as on mass spectrometry with electrospray ionization 19 analyses. 22 Recent developments based on proanthocyanidin in-source fragmentation and 55 mass spectrometry analysis also gave similar results in terms of composition and mean degree 56 of polymerization of oligomeric and polymeric tannin fractions as chemical 57 depolymerization. 23 However, some information remains inaccessible to depolymerization-58 based methods, such as the molecular weight distribution of the tannin fractions or the 59 sequences of constitutive units in the polymeric chains beyond hexamers, owing to their too 60 low content in the samples. 24 Moreover, some linkages are much more stable with respect to 61 cleavage, such as interflavan linkages of 5-deoxy condensed tannins found in quebracho and 62 acacia, 25 (Table S1 ). remaining B2 (5% with ME and 14% with PG, see also Figure S7 ).
276
The differences between the initial B2 concentration and final of EC-NU, EC and residual B2 
289
The high initial reaction rate observed with phloroglucinol evidences its good reactivity as a 290 trapping reagent, but the only partial depolymerization of the B2 dimer at reaction equilibrium 291 shows that the EC-PG product is also cleaved at a high rate in a reverse reaction. Such an 292 equilibrium between procyanidin B2 and EC-PG was predictable considering the structural 293 similarity of these products. Indeed, they both consist in a phloroglucinol-like ring linked to 
TABLES

